Materials and Methods. Dichloromethane (CH 2 Cl 2 ) and acetonitrile (CH 3 CN) were obtained from a solvent purification system.
. Cyclic voltammogram of photo-oxidant 1a. 
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Photoluminescence Data. A Horiba Fluorolog FL3 was used to obtain photoluminescence spectra of 1 µg/mL solutions of each photo-oxidant in acetonitrile. The blue-edge wavelength was determined as the shortest wavelength at which 10% of the maximum emission intensity was observed. This value was used to calculate an excitation energy for each photo-oxidant. Figure S9 . Normalized photoluminescence spectra of photo-oxidants 1 -4 in acetonitrile: 1 (black), 2 (red), 3 (green), 4 (purple); solid lines are pyrylium salts, dashed lines are thiopyrylium salts. b Shortest wavelength at which 10% of the maximum emission intensity was observed.
c Excited state reduction potential = E red + excitation energy.
d These values were calculated using the photoluminescence λ max . Figure S11 . GPC traces of PNB produced via MF-ROMP using photo-oxidants 1 (black), 2 (red), and 3 (green); solid lines are pyrylium salts, dashed lines are thiopyrylium salts. 
